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material consists essentially of a substrate and zinc
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material is characterized in that the zinc oxide fine par-

ticles deposited, from an aqueous medium, on the sur-

face of the substrate are firmly adhered to the surface

without using any binder and the zinc oxide fine parti-

cles are substantially exposed on the surface. The com-

posite material is prepared by, for instance, a method

which comprises the step of coming an aqueous sus-

pension of zinc oxide fine particle in contact with a sub-

strate to thus deposit the zinc oxide fine particles on the

surface of the substrate. The composite material allows

for the zinc oxide particles to sufficiently show their anti-

bacterial, deodorizing, UV absorbing, photocatalytic,
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Description

TECHNICAL FIELD TO WHICH THE INVENTION BELONGS

s The present invention relates to a composite material which carries zinc oxide particles, adhered thereto, (herein-

after referred to as "zinc oxide particle-adhered composite material") which shows various activities such as antibacte-

rial, deodorizing, UV absorbing, photocata lytic, stain-proofing and purifying activities and a method for preparing the

composite material. More specifically, the present invention relates to a zinc oxide particle-adhered composite material

wherein zinc oxide particles are firmly adhered to the surface of a substrate without using any binder and exposed on
io the surface and exhibit antibacterial, deodorizing, UV absorbing, photocatalytic, stain-proofing and purifying activities

as well as a method for preparing the composite material.

RELATED BACKGROUND ART

is It has been known that zinc oxide shows an antibacterial activity; such a deodorizing activity that it can selectively

absorb sulfur-containing gases such as hydrogen sulfide and sulfur dioxide gas. a UV absorbing activity, a photocata-

lytic activity like titanium oxide; and stain-proofing and purifying activities. It has been reported that a photocatalytic sub-

stance such as zinc oxide shows its photocatalytic activity when light rays including ultraviolet rays irradiate the catalyst

and the oxidation activity thereof is induced by the photocatalytic activity (generally referred to as "photocatalytic reac-

20 tion") to thus decompose gases which give out a bad smell and to show its antibacterial activity.

Zinc oxide particles have often been fixed to a substrate for making the most use of the foregoing activities such as

antibacterial, deodorizing, UV absorbing, photocatalytic, stain-proofing and/or purifying activities. As methods for fixing

zinc oxide particles to the substrate, there have conventionally been proposed and used, for instance, a method which

comprises kneading zinc oxide fine particles into a resin as a molding material to thus incorporate the particles into

25 resin molded articles or fibers; or a method which comprises dispersing zinc oxide fine particles in paint and varnish to

give dispersed zinc oxide particle-containing paint and varnish and applying the paint and varnish to a desired sub-

strate, or applying a dispersion comprising zinc oxide particles and a binder to a substrate and then subjecting the

coated substrate to a heat-treatment to thus firmly adhere the particles to the substrate (see, for instance, JP-A-5-

156510).

so If kneading zinc oxide particles into a resin or dispersing them in paint and varnish as described above, most of the

zinc oxide particles are enclosed or embedded in resins or paint and varnish and are hardly exposed on the surface

thereof. For this reason, the strong antibacterial and deodorizing activities of zinc oxide fine particles are not effectively

used and when such paint and varnish is applied onto fibrous products, the fibrous products lose their flexibility and the

paint and varnish cannot easily be applied uniformly to the products. As a means for eliminating this problem, there has
35 been proposed a method which comprises kneading zinc oxide particles into a resin and then etching the surface of the

resulting resin by, for instance, irradiation thereof with an ion beam or ozone to thus expose, on the surface, zinc oxide

particles as much as possible (see, for instance, J P-A- 1-1 56576). However, this method does not permit a substantial

increase in the number of zinc oxide particles exposed on the surface and a new problem arises, i.e., such an etching

treatment would rather make the resin or fibers brittle.

40 in case where a dispersion is applied onto a substrate (the method disclosed in JP-A-5-156510), the coated layer

must be subjected to a heat-treatment in order to evaporate the dispersion medium and to ensure the adhesion of par-

ticles to the substrate by the use of a binder. Moreover, the activity of zinc oxide particles per se and the effects which

may be expected by the incorporation of zinc oxide particles would be deteriorated or impaired because of the adhesion

of the binder onto the surface of the particles. Accordingly, the antibacterial effect thereof is low and almost equivalent

45 to that observed when they are kneaded into resins. Further the resins and binders would be deteriorated due to the

choking effect of zinc oxide.

Also known is a method which comprises the steps of covering a substrate with zinc hydroxide and then decom-
posing, with heating, the layer of zinc hydroxide to give a coating layer of zinc oxide, but in this case, the substrate

should be heated to a high temperature on the order of not less than 150°C and this may, in turn, be accompanied by

so deformation, change of properties or melting of the substrate depending on the material of the substrate. Moreover, the

coated film has a tendency to be easily peeled off during heating and accordingly, it is difficult to obtain a body carrying

zinc oxide firmly adhered thereto.

The thermal spraying technique may be used as the method for adhering zinc oxide particles to the surface of a

substrate, but the particle size of the zinc oxide particles formed by this method is not less than several micrometers

55 (um) and these particles are welded together. Therefore, if molten zinc oxide particles are adhered to, for instance, a

fibrous substance as the substrate, the substrate loses its softness and the touch and is not practically acceptable. Zinc

oxide may likewise be adhered to a substrate by the sputtering and vapor deposition techniques, but these techniques

simply permit the coating of the outermost layer of a substrate and cannot uniformly cover the entire surface of. for

instance, fibrous products (including the surface of internal fibers thereof) with zinc oxide particles.
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Organic and inorganic chemicals other than zinc oxide have been used as antibacterial and/or deodorizing agents

and some organic drugs have sometimes been applied to the surface of a substrate. However, zinc oxide is desirably

used as a material which has not only safety and durability, but also antibacterial and deodorizing activities.

In addition, JP-A-4-1 64813 discloses a method for preparing zinc oxide fine particles comprising the steps of drop-

5 wise adding an aqueous alkaline solution to an aqueous solution of a zinc salt at a temperature of not less than 60 °C

and precipitating zinc oxide particles at a final pH of not less than 9 and JP-A-4-1 64814 discloses a method for prepar-

ing zinc oxide fine particles comprising the steps of dropwise adding an aqueous solution of a zinc salt to an aqueous

alkaline solution at a temperature of not less than 60 °C and precipitating zinc oxide particles at a final pH of not less

than 9, but these patents do not disclose a zinc oxide fine particle-adhered composite material wherein the zinc oxide

w fine particles are firmly bonded to the surface of a substrate without using any binder and are sufficiently exposed on

the surface as well as a method for preparing the composite material.

DISCLOSURE OF THE INVENTION

15 The present invention has been developed in order to solve the foregoing various problems associated with the

conventional techniques and accordingly, an object of the present invention is to provide a zinc oxide fine particle-

adhered composite material which does not suffer from the foregoing drawbacks as well as a method for preparing the

same and more specifically to provide a zinc oxide fine particle-adhered composite material in which the zinc oxide fine

particles are firmly adhered to the surface of a substrate without using any binder and are sufficiently exposed on the

20 surface of the substrate and in which the zinc oxide fine particles can satisfactorily show their activities such as antibac-

terial, deodorizing, UV absorbing, photocatalytic, stain -proofing and purifying activities as well as a method for prepar-

ing such a composite material.

The inventors of this invention have conducted various studies to accomplish the foregoing objects, have unexpect-

edly found out that zinc oxide fine particles are firmly adhered to the surface of a substrate without using any binder by

25 depositing zinc oxide fine particles on the substrate surface while coming the substrate in contact with an aqueous sus-

pension of zinc oxide fine particles, or coming a substrate carrying a zinc ion-containing acidic solution attached thereto

in contact with an aqueous alkaline solution to thus cause a reaction therebetween under alkaline conditions and have

thus completed the present invention on the basis of this finding.

More specifically, the zinc oxide fine particle-adhered composite material according to the present invention con-

30 sists essentially of a substrate and zinc oxide fine particles adhered thereto, exhibits antibacterial, deodorizing, UV
absorbing, photocatalytic, stain -proofing and purifying activities and is characterized in that the zinc oxide fine particles

deposited, from an aqueous medium, on the surface of the substrate are firmly adhered to the surface without using

any binder and that the particles are substantially exposed on the surface of the substrate.

Preferably, the zinc oxide fine particle-adhered composite material according to the present invention consists

35 essentially of zinc oxide fine particles which are deposited on the substrate surface from an aqueous suspension of zinc

oxide fine particles and have an average particle size of not more than 0.5^m, or which are deposited on the substrate

surface by coming the substrate carrying a zinc ioncontaining acidic solution attached thereto in contact with an aque-

ous alkaline solution to thus cause a reaction therebetween under alkaline conditions and have an average particle size

of not more than 0. 1 urn.

40 According to a first methodological aspect of the present invention, there is provided a method for preparing a zinc

oxide fine particle-adhered composite material consisting essentially of a substrate and zinc oxide fine particles

adhered thereto, which comprises the step of depositing the zinc oxide fine particles on the surface of the substrate

while coming the substrate in contact with an aqueous suspension of zinc oxide fine particles, the zinc oxide fine parti-

cle-adhered composite material exhibiting antibacterial, deodorizing, UV absorbing, photocatalytic, stain-proofing and

45 purifying activities and the zinc oxide fine particles being firmly adhered to the surface of the substrate without using

any binder and being substantially exposed on the surface.

According to a second methodological aspect of the present invention, there is provided a method for preparing a

zinc oxide fine particle-adhered composite material consisting essentially of a substrate and zinc oxide fine particles

adhered thereto, which comprises the step of coming the substrate carrying a zinc ion-containing acidic solution

so adhered thereto in contact with an alkaline aqueous solution to thus cause a reaction therebetween under alkaline con-

ditions, the zinc oxide fine particle-adhered composite material exhibiting antibacterial, deodorizing, UV absorbing,

photocatalytic, stain-proofing and purifying activities and the zinc oxide fine particles having an average particle size of

not more than 0 1 fim, being firmly adhered to the surface of the substrate without using any binder and being substan-

tially exposed on the surface thereof.

55 According to a third methodological aspect of the present invention, there is provided a method for preparing a zinc

oxide fine particle-adhered composite material consisting essentially of a substrate and zinc oxide fine particles

adhered thereto, which comprises the steps of coming the substrate carrying a zinc ion -containing acidic solution

adhered thereto in contact with an alkaline aqueous solution to thus cause a reaction therebetween under alkaline con-

ditions and, immediately thereafter, ripening the substrate carrying the zinc oxide fine particles deposited thereon in a
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solution which hardly solubilizes zinc oxide for not less than 5 minutes, the zinc oxide fine particle-adhered composite

material exhibiting antibacterial, deodorizing, UV absorbing, photocatalytic, stain-proofing and purifying activities and

the zinc oxide fine partides having an average particle size of not more than 0. 1^m, being firmly adhered to the surface

of the substrate without using any binder and being substantially exposed on the surface.

5 In the second and third methodological aspect of the present invention, the reaction under alkaline conditions and

the ripening steps are preferably carried out at a temperature of not less than 50 °C.

DESCRIPTION OF SPECIAL EMBODIMENT

io The composite material and the method for preparing the same according to the present invention will hereinafter

be described in more detail.

The zinc oxide fine particle-adhered composite material of the present invention consists essentially of a substrate

and zinc oxide fine particles deposited on and adhered to the surface of the substrate as has been discussed above.

The substrate on which the zinc oxide fine particles are deposited may be any materials such as synthetic fibers, natural

is fibers, inorganic fibers, fibrous products obtained therefrom, paper products, molded articles of synthetic resins and

ceramics and may have any shape. Preferred are fibers, fibrous products such as woven and nonwoven fabrics, paper

products and films. In case where the substrate is a fibrous or paper product, individual fibers constituting these prod-

ucts are considered to be substrates in the present invention and accordingly, zinc oxide fine particles are adhered to

the surface of these individual fibers.

20 It has conventionally been believed that the use of a binder is an essential requirement for adhering inorganic pow-

der such as titanium oxide to the surface of resins such as polypropylene and polyethylene because of low surface

activity of these resins and accordingly, binders have been used for such purposes. However, it has unexpectedly been
confirmed that zinc oxide fine particles are firmly adhered to the surface of a substrate without using any binder if the

zinc oxide fine particles are deposited on the substrate surface by coming the substrate in contact with an aqueous sus-

25 pension of zinc oxide fine particles or if a substrate carrying the zinc ion-containing acidic solution attached thereto is

brought into contact with the aqueous alkaline solution to thus cause a reaction therebetween under alkaline conditions.

In particular, zinc oxide fine particles can uniformly be deposited on thermoplastic fibers and therefore, each individual

fiber constituting a woven or nonwoven fabric as a substrate may easily and uniformly be covered with zinc oxide fine

particles.

30 In the zinc oxide fine particle-adhered composite material of the present invention, the zinc oxide fine particles

deposited, from aqueous medium, on the foregoing substrate surface by the method discussed above are firmly bonded
to the surface without using a binder and are sufficiently exposed thereon and the composite material accordingly

shows the desired effects such as antibacterial, deodorizing, UV absorbing, photocatalytic, stain -proofing and purifying

effects.

35 The term "firmly adhered to" herein used means that zinc oxide fine particles are adhered to the surface to such an

extent that the fine particles are not dropped off or separated from the composite material even when the latter is sub-

jected to washing and/or drying operations Moreover, the term "deposited, from an aqueous medium, on the substrate

surface" is herein used to exclude direct formation of zinc oxide on the substrate surface by, for instance, anodization

of zinc and zinc oxide layer formed by depositing zinc oxide, from gaseous phase, on the substrate surface by, for

40 instance, thermal spraying of zinc oxide and sputtering and vapor deposition techniques.

Moreover, the term "antibacterial" herein used means that bacteria such as Escherichia coli and mold are killed.

The term "deodorizing" herein used means that the composite material can reduce the amount of gases which give out

a bad smell and means for the reduction is not restricted to any specific one. Specific examples thereof are decompo-
sition, adsorption or chemical reactions. Zinc oxide is reactive with, in particular, sulfur atom-containing gases and is

45 effective for eliminating or reducing factory exhaust gases and bad smells emitted from lavatory and crude waste such

as hydrogen sulfide, sulfur dioxide gas and methylmercaptan. The term "UV absorbing" means that the composite

material absorbs ultraviolet rays and cuts off UV light rays, the term "photocatalytic" means that zinc oxide is excited by

the irradiation with light rays such as ultraviolet rays to thus generate electrons and positive holes and the electrons thus

generated are transferred from zinc oxide to the substance adhered to the surface thereof to thus decompose the sub-

so stance through oxidation or reduction. The term "stain-proofing" herein means that zinc oxide decomposes contami-

nants adhered to the surface thereof to thus reduce the extent of the surface stain and the term "purifying" herein used

means that zinc oxide decomposes contaminants present in a gas or a liquid to thus hold the gas or liquid in a dean
condition.

The present invention permits a zinc oxide fine particle-adhered composite material having any desired shape by

55 adhering zinc oxide fine particles to a woven or nonwoven fabric or a paper product as a substrate and then forming the

product into an article having a desired shape; or forming a woven or nonwoven fabric or a paper product as a substrate

into an artide having a desired shape and then adhering zinc oxide fine particles to the appropriately shaped article.

If the zinc oxide fine partide-adhered composite material is an antibacterial filter having gas permeability and water

permeability, a gas permeable and water permeable zinc oxide fine partide-adhered filter having a desired shape and
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antibacterial, deodorizing and stain proofing functions can be prepared, for instance, by adhering zinc oxide fine parti-

cles to a woven or nonwoven fabric as a substrate and then forming the fabric into a desired pleated filter shape; or

forming a woven or nonwoven fabric as a substrate into a desired pleated filter shape and then adhering zinc oxide fine

particles to the filter-shaped article.

5 Zinc oxide shows antibacterial and deodorizing effects, can absorb moisture, is applied to the buttocks of babies as

zinc white (baby powder) to prevent diaper rash and accordingly, zinc oxide has been known to be quite safe to human

bodies and hardly causes allergic reactions. Accordingly, there can be provided various articles in the form of zinc oxide

fine particle-adhered composite materials, more specifically, a table napkin, a hand towel, a towel, a wet tissue, a dia-

per, a liner, a napkin, a mask and sanitary goods showing various functions such as antibacterial, deodorizing and stain

io proofing functions as well as gas permeability, water permeability and water retention characteristics, by firmly adhering

zinc oxide line particles to the surface of substrates for sanitary use according to the method of this invention without

using any binder.

The substrates for use in making sanitary goods may be any material such as fibrous products (for instance, woven

and nonwoven fabrics) of synthetic and natural fibers and paper products and may have any shape, which are appro-

15 priately selected depending on each particular use of the sanitary good. Preferred substrates for use in making sanitary

goods are fibrous products such as woven and nonwoven fabrics and paper products In particular, when using a non-

woven fabric as a substrate and depositing zinc oxide on the nonwoven fabric, effective antibacterial and deodorizing

functions may be imparted to the resulting composite material while using a small amount of the zinc oxide absorbed

thereon.

20 Zinc oxide fine particles may be adhered to the surface of substrates for sanitary goods prior to forming the sub-

strate (such as woven or nonwoven fabric) into a desired shape of the sanitary good or after forming the substrate into

a desired shape.

As has been discussed above tn detail, zinc oxide shows antibacterial and antifungal activities, can absorb mois-

ture, and zinc oxide has been known to be quite safe to human bodies and hardly causes allergic reactions. Therefore,

25 there can be provided a useful antibacterial and antifungal fibrous sheet as an embodiment of the zinc oxide fine parti-

cle-adhered composite material if firmly adhering zinc oxide fine particles to the surface of a fibrous sheet-like substrate

such as a woven or nonwoven fabric used in the home and human living environment according to the present invention

without using any binder. Examples of such antibacterial and antifungal fibrous sheet include backings for carpets and

rug, a backing for wallpaper, a mat, a carpet, underlay sheets for bedclothes and household furnishings, covers for

so sleeping mats, covers for pillows and packaging materials. The use of these antibacterial and antifungal sheets would

permit the control of breedings of bacteria, mold and ticks.

Such fibrous substrates to which zinc oxide fine particles are adhered may be any material such as fibrous products

(for instance, woven and nonwoven fabrics) of synthetic and natural fibers and may have any shape, which can appro-

priately be selected depending on each particular use of the fibrous sheet. Preferred fibrous substrates are fibrous

35 products such as woven and nonwoven fabrics. In particular, when using a nonwoven fabric as a substrate and depos-

iting zinc oxide on the surface of the nonwoven fabric, effective antibacterial and antifungal functions may be imparted

to the resulting composite material while using a reduced amount of the zinc oxide absorbed thereon.

Zinc oxide fine particles may be adhered to the surface of the fibrous sheet-like substrates for use in making anti-

bacterial and antifungal fibrous sheets prior to forming the substrate (such as woven or nonwoven fabric) into a desired

40 fibrous sheet-like shape or after forming the substrate into a desired fibrous sheet-like shape.

In addition, there can be provided a UV light screening film by adhering zinc oxide fine particles to a transparent

film.

All of the zinc oxide fine particles are completely exposed in the zinc oxide fine particle-adhered composite material

according to the present invention. Therefore, the desired antibacterial, deodorizing, UV absorbing, photocatalytic, stain

45 proofing and purifying effects can be ensured even when a quite small amount of zinc oxide fine particles are adhered

to the substrate as compared with that required when the particles are kneaded into a substrate or a mixture of zinc

oxide fine particles and a binder is applied In particular, the difference, in deodorizing quality, of these products is quite

conspicuous. This is because, the dissolution of a trace amount of zinc ions gives rise to the antibacterial activity, while

the deodorizing effect is in proportion to the surface area of zinc oxide.

so In the first embodiment of the method according to the present invention, an aqueous suspension of zinc oxide fine

particles is brought into contact with a substrate to thus deposit the zinc oxide fine particles on the surface of the sub-

strate The aqueous suspension of zinc oxide fine particles is prepared by suspending zinc oxide fine particles in water

The water may be tap water, distilled water or de-ionized water, but it is preferred to prepare the zinc oxide fine particle-

adhered composite material using water free of mineral ions depending on the applications of the composite material.

55 Moreover, if the zinc oxide concentration in the aqueous suspension of zinc oxide fine particles is too high, the suspen-

sion is liable to cause agglomeration and to cause non-uniform deposition of zinc oxide fine particles. Therefore, the

concentration is preferably not more than 5% by weight and more preferably not more than 1% by weight. Regarding

the pH value of the aqueous suspension of zinc oxide fine particles, it preferably ranges from neutral to weak alkaline

region, more preferably about 7 to 9. from the viewpoint of the amount of the zinc oxide fine particles adhered to the

5
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substrate. Moreover, the formation of the composite material is not greatly influenced by the temperature of the suspen-

sion.

In the first embodiment of the method of the present invention, the aqueous suspension of zinc oxide fine particles

can be brought into contact with the substrate by, for instance, immersing the substrate in the aqueous suspension, or

5 spraying the substrate with the aqueous suspension or applying the aqueous suspension onto the substrate. After com-
ing the substrate in contact with the aqueous suspension, the substrate is washed with water and then dried. The con-

tact time required till the substrate is washed with water is affected by the concentration of the zinc oxide present in the

aqueous suspension, but such a contact time of about 1 to 2 seconds is sufficient for ensuring sufficient adhesion of the

zinc oxide fine particles to the substrate surface. Therefore, the contact time is in general not more than one minute and
io preferably not more than 30 seconds.

To prevent any dropping off of the zinc oxide fine particles from the substrate during using the zinc oxide fine par-

ticle-adhered composite material, i.e., to prevent the presence of zinc oxide fine particles which may drop off during

using the composite material, it is preferred to sufficiently remove excess zinc oxide fine particles by injecting a water

jet or washing with crumpling, after coming the substrate in contact with the aqueous suspension. Although the drying

15 temperature and time are sometimes restricted by the kinds of substrates, they are generally those required for suffi-

ciently evaporating wash water. In addition they vary depending on the drying means such as hot air drying or high tem-

perature drying without application of any air stream. For instance, a substrate such as a nonwoven fabric can be hot

air-dried at 100 °C for a time on the order of several seconds to several minutes.

The zinc oxide fine particles can firmly be adhered to the surface of a substrate without using any binder by simply

20 depositing the particles, from an aqueous suspension of zinc oxide fine particles, on the substrate surface according to

the first embodiment of the method of the present invention. The reason of this has not yet clearly been elucidated, but

it would be assumed that the zinc oxide fine particles in the aqueous suspension come in contact with the substrate

while the fine particles are partially dissolved, active points are accordingly generated on the surface of the fine parti-

cles due to such dissolution and thus the fine particles are firmly adhered to the substrate surface; or that the dissolved

25 zinc oxide serves as a binder after drying the substrate carrying zinc oxide particles deposited thereon to thus firmly

adhere the particles to the substrate surface.

If the substrate used in the foregoing production method has a hydrophobic surface, the surface is first treated with,

for instance, a surfactant, an acid, an alkali, an alcohol, ozone, ultraviolet rays and radiant rays to thus convert the sur-

face into a hydrophilic one and then zinc oxide fine particles are deposited on the surface of the substrate thus treated

30 and consequently, a greater amount of zinc oxide fine particles can firmly adhered to the substrate surface.

The zinc ion-containing acidic solution used in the second and third embodiments of the method of the present

invention is prepared byt for instance, dissolving a water-soluble zinc salt such as zinc sulfate, zinc chloride or zinc

nitrate in water, and the alkaline solution used therein is one prepared by dissolving an alkali such as sodium hydroxide,

potassium hydroxide or lithium hydroxide in water. The water used in these embodiments may be the same as those

35 described above in connection with the foregoing first embodiment.

In the second and third embodiments of the method of the present invention, it is an essential requirement that the

zinc ion-containing acidic solution is brought into contact with the alkaline aqueous solution to thus react them under

alkaline conditions while maintaining the contact state between the substrate and the zinc ions. A temperature of not

less than room temperature may be used as the temperature when coming the zinc ion-containing acidic solution in

40 contact with the alkaline aqueous solution without any problem, but the reaction is preferably carried out at a tempera-

ture of not less than 50°C in order to adhere a larger amount of zinc oxide to the substrate surface within a shorter

period of time. If the reaction temperature is less than room temperature, it would become difficult to obtain zinc oxide

having a low impurity content. Moreover, the reaction velocity is apt to be reduced and it would become difficult to suf-

ficiently deposit and adhere zinc oxide fine particles having an average particle size of 0. 1 jam to the surface of the sub-

45 strate.

If the surface of the substrate is hydrophobic, the surface is first treated with, for instance, a surfactant, an acid, an
alkali, an alcohol, ozone, ultraviolet rays and radiant rays to thus convert the surface into a hydrophilic one and then zinc

oxide fine particles are deposited on and adhered to the surface of the substrate thus treated and consequently, a

greater amount of zinc oxide fine particles can firmly be adhered to the substrate surface.

so In the third embodiment of the production method of the present invention, the substrate carrying a zinc ion-con-

taining acidic solution adhered to the surface thereof, as has been described above, is brought into contact with an alka-

line aqueous solution to thus cause a reaction under alkaline conditions and immediately thereafter, the substrate is

ripened by immersing it in a solution which hardly solubilizes zinc oxide for not less than 5 minutes Preferably, the sub-

strate carrying a zinc ion-containing acid solution adhered to the surface thereof, as has been described above, is

55 brought into contact with an alkaline aqueous solution at a temperature of not less than 50°C to thus cause a reaction

therebetween under alkaline conditions and immediately thereafter, the substrate is ripened by immersing it in a solu-

tion which hardly solubilizes zinc oxide and is maintained at a temperature of not less than 50°C for not less than 5 min-

utes.

The term "a solution which hardly solubilizes zinc oxide" herein used means that solubility of zinc oxide in the solu-

6
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tion is much smaller than solubility of zinc oxide in water. Such a solution includes a solution saturated or nearly satu-

rated with zinc ion, concretely, aqueous zinc sulfate solution, aqueous zinc chloride solution, aqueous zinc nitrate

solution, aqueous zinc acetate solution.

If the pH value of the solution which hardly solubilizes zinc oxide is not less than 9, zinc oxide having very low impu-

5 rity content is adhered to the substrate surface. For this reason, the pH value of the solution is more preferably not less

than 9. The ripening temperature and time are not restricted to specific ranges insofar as they can ensure sufficient dep-

osition and adhesion of zinc oxide fine particles having an average particle size of 0.1pm to the substrate surface and

it is sufficient to ripen at a temperature of not less than room temperature for not less than 5 minutes. If the reaction

temperature is lower than room temperature, it would become difficult to obtain zinc oxide fine particles having a low

io impurity content. Moreover, the reaction velocity is apt to be reduced and it would become difficult to sufficiently deposit

and adhere zinc oxide fine particles having an average particle size of 0.1 urn to the surface of the substrate.

There can be produced a zinc oxide fine particle-adhered composite material consisting essentially of a substrate

and zinc oxide fine particles which have an average particle size of not less than 0.1 urn, are adhered to the substrate

surface without using any binder and are exposed on the surface if the method of the present invention is carried out

is under the foregoing conditions.

In the zinc oxide fine particie-adhered composite material according to the present invention, the zinc oxide fine

particles are adhered to the surface of the substrate in the absence of a binder and sufficiently exposed on the surface.

Therefore, the composite material allows for the zinc oxide particles to sufficiently show their antibacterial, deodorizing,

UV absorbing, photocatalytic, stain-proofing and purifying activities without any delay.

20 The present invention will hereinafter be described in more detail with reference to the following non-limitative work-

ing Examples and Comparative Examples.

Example 1

25 To one liter each of de-ionized water, there was added 1 g, 2 g or 5 g of zinc oxide powder (primary particle size of

about 0.2 \irr\) produced according to the dry method, followed by sufficient stirring to give a suspension. The pH value

of these suspensions were found to be 7.6. A polypropylene nonwoven fabric (prepared by the spunbonding method;

basis weight: 20 g/m2 ; fiber diameter: about 20 urn; size: 10cm x 10cm) was immersed in each suspension maintained

at room temperature, followed by stirring for 30 seconds. After completion of the stirring, the nonwoven fabrics were suf-

30 ficiently washed with distilled water and then dried at 100 °C for 5 minutes.

The concentration of each zinc oxide suspension and the rate of weight gain of each nonwoven fabric were deter-

mined and they are summarized in the following Table:

35 concentration of Zinc

Oxide Suspension

Rate of Weight Gain of

Nonwoven Fabric

0.1% by weight 3.4% by weight

0.2% by weight 3.7% by weight

40 0.5% by weight 3.6% by weight

Moreover, each nonwoven fabric thus treated was examined by the X-ray diffraction analysis and as a result, il was

45 confirmed that all of the nonwoven fabrics after the treatment showed the peaks to be ascribed to zinc oxide Moreover,

the fibrous surface of the nonwoven fabric was observed using a scanning electron microscope (SEM) and as a result,

it was also confirmed that each zinc oxide fine particle was firmly adhered to each fibrous surface of the nonwoven fab-

ric. Furthermore, a drop of an indicator: Xylenol Orange was added to each nonwoven fabric. As a result, it was con-

firmed that the indicators dropped on all of the nonwoven fabrics immediately caused a color change from an orang

so color to a deep pink color. This clearly indicates that zinc ions are released from the fabrics and in turn indicates that

the zinc oxide particles are exposed on the substrate surface and immediately react with the indicator.

The same procedures used above were repeated except for using tap water in place of de-ionized water and it was

confirmed that the same results were obtained

55 Comparative Example 1

To one liter of de-ionized water free of zinc oxide powder, maintained at room temperature, there was added the

same nonwoven fabric used in Example 1. followed by stirring the same time used in Example 1 and drying under the

same conditions used in Example 1 . The surface of the nonwoven fabric after the treatment was visually observed and

7
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it was found to be smooth and there was not observed any deposit A drop of an indicator: Xylenol Orange was drop-

wise added to the nonwoven fabric, but the orange color of the indicator did not cause any change over a long time

period.

5 Comparative Example 2

There were admixed 20% by weight of zinc oxide powder identical to that used in Example 1 , 30% by weight of an
acrylic resin binder and 50% by weight of ethyl acetate to give paint and varnish, followed by application of the paint and
varnish to a nonwoven fabric (10cm x 10cm) identical to the polypropylene nonwoven fabric used in Example 1 anddry-

io ing at 60 °C for a half day.

A drop of an indicator: Xylenol Orange was added to the nonwoven fabric As a result, it was found that the indicator

dropped on the nonwoven fabric caused a slight color change from an orange color to a pale pink color after about 3

minutes. More specifically, the time required till the indicator caused such a color change was very long as compared
with the nonwoven fabric obtained in Example 1 . This clearly indicates that zinc oxide was only slightly exposed on the

is surface of the nonwoven fabric.

Example 2

The nonwoven fabric obtained in Example 1 in which the zinc oxide aqueous suspension concentration had been
20 0.5% by weight and the nonwoven fabrics prepared in Comparative Examples 1 and 2 were placed in each separate

glass laboratory dish and 150 ul each of a culture medium of Escherichia coli (including about 3 x 104 E. coli cells) was
dropwise added to these laboratory dishes. The culture medium was recovered from each nonwoven fabric immediately

after the dropwise addition and after a predetermined time from the dropwise addition, followed by dropping each cul-

ture medium thus recovered on a standard agar medium, cultivation thereof for 24 hours and counting the number of

25 colonies formed. The results thus obtained are summarized in the following Table 1

Table 1

Contact Time with Bacte-

rial Culture Medium
Number of Colonies After Cultivation

Example 1 Comparative Example 1 Comparative Example 2

0 hour 8.3* 10 3 9.8x 103 8.8x 103

1 hour 2 0- 102 9.9x 103 8.9x 103

2 hours 1 3< 102 9.8x 103 5.3x 103

3 hours ^ D.L. 8.1x 103 2.7x 10 3

D.L.: Detection Limit

40

As seen from these data listed in Table 1, the nonwoven fabric of Example 1 which carried zinc oxide adhered to

the surface thereof exhibited an excellent antibacterial activity, but the nonwoven fabric of Comparative Example 1

45 which had not been treated with zinc oxide could not kill E. coli cells adhered thereto. In addition, the nonwoven fabric

of Comparative Example 2 in which zinc oxide particles had been adhered to the fabric using a binder was found to be
inferior to the nonwoven fabric of Example 1 in the rapid antibacterial action.

Example 3

50

The nonwoven fabric obtained in Example 1 in which the zinc oxide aqueous suspension concentration had been
0 5% by weight and the nonwoven fabric prepared in Comparative Example 1 each was exposed to solar rays or light

rays from a black light for 2 weeks Each nonwoven fabric was cut into pieces of 2 x 8 cm, followed by putting two pieces

in layers, fixing both ends thereof and determination of tensile strength according to the method for testing nonwoven
55 fabric having general fiber length (J IS L1906). The results thus obtained are listed in the following Table 2.
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Table 2

Kind of Nonwoven Fabric Exposure Time (week) Tensile Strength (kgf)

Solar Rays Light Rays from Black

Light

Example 1 0 3.30 3 30

Example 1 2 3.47 3 39

Comp. Ex. 1 0 4.20 4 20

Comp. Ex. 1 2 3.32 4 00

The data listed in Table 2 clearly indicate that the nonwoven fabric of Example 1 to which the zinc oxide had been

adhered did not cause any deterioration of the nonwoven fabric even when exposed to solar rays or light rays from a

black light. Moreover, the zinc oxide-adhered nonwoven fabric was brought into contact with a silk cloth or a black cotton

cloth and the fabric was visually inspected for the removal of the zinc oxide from the nonwoven fabric according to the

20 method defined in J IS K5400, but there was not observed any removal of the zinc oxide particles from the fabric.

Example 4

To one liter of de-ionized water, there was added 3 g of zinc oxide powder (primary particle size of about 20 nm)

25 produced according to the wet synthesis method, followed by sufficient stirring to give a suspension The pH value of

the suspension was found to be 7.8. A polyethylene nonwoven fabric (prepared by the spunbonding method; size:

10cmx 10cm) was immersed in the suspension maintained at room temperature, followed by stirring for 30 seconds.

After completion of the stirring, the nonwoven fabrics were sufficiently washed with distilled water and then dried at

100°C for 5 minutes.

30 The weight gain of the nonwoven fabric was found to be 3.2% by weight. Moreover, the nonwoven fabric thus

treated was examined by the X-ray diffraction analysis and it was proved that the nonwoven fabric showed the peaks

ascribed to zinc oxide. Moreover, the fibrous surface of the nonwoven fabric was observed using a scanning electron

microscope (SEM) and as a result, it was also proved that the zinc oxide fine particles were firmly adhered to the fibrous

surface of the nonwoven fabric. Furthermore, a drop of an indicator: Xylenol Orange was added to the nonwoven fabric.

35 As a result, it was proved that the indicator dropped on the nonwoven fabric immediately caused a color change from

an orange color to a deep pink color. This clearly indicates that zinc ions are released from the fabric

The nonwoven fabric was placed in a 9 I volume sealable glass container and methyl mercaptan was injected into

the container at a concentration of 40 ppm, but the concentration thereof was rapidly reduced with time More specifi-

cally, the concentration was reduced to 8 ppm after 30 minutes from the injection and to not more than 1 ppm after 120

40 minutes from the injection. This clearly indicates that the nonwoven fabric treated with zinc oxide shows very high deo-

dorizing activity.

Example 5

45 A polypropylene nonwoven fabric (prepared by the spunbonding method; basis weight: 20 g/m2
;
fiber diameter:

about 20nm; size: 10cm x 10cm) was immersed in a surfactant solution (0.5% by weight aqueous sodium oleate solu-

tion) for 15 minutes, followed by washing with distilled water and then drying at 100 °C for 5 minutes. Separately, a non-

woven fabric was provided, which was identical to that used above except that it was not treated with a surfactant. On

the other hand, zinc oxide powder (primary particle size: about 50 nm) prepared by the wet synthesis method was dis-

so persed in one liter each of de-ionized water in various amounts, followed by sufficient stirring to give each correspond-

ing aqueous suspension The foregoing nonwoven fabrics were immersed in these aqueous suspensions maintained

at room temperature, followed by stirring for 10 seconds. After the stirring, these nonwoven fabric were sufficiently

washed with distilled water and then dried at 100 °C for 5 minutes The weight gains of the resulting nonwoven fabrics

were determined and the results are listed in the following Table 3.

55
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Table 3

Kind of Nonwoven Fabric Zinc Oxide Concentration in Aque-

ous Suspension

0 2% by weight 0.5% by weight

Free of Surfactant Treatment

Treated with Surfactant

2 6% by weight

3 0% by weight

2.5% by weight

2.9% by weight

In Example 5, the effect of the surfactant treatment was proved. The similar results could be obtained when using

an acid, an alkali or an alcohol in place of a surfactant.

75

Comparative Example 3

Titanium dioxide (3 g) was dispersed in one liter of de-ionized water and sufficiently stirred to give an aqueous sus-

pension. The pH value of this suspension was found to be 7.5. A polypropylene nonwoven fabric (prepared by the spun-

20 bonding method; basis weight: 20 g/m2
; fiber diameter: about 20 urn; size: 10cm x 10cm) was immersed in the aqueous

suspension maintained at room temperature and stirred for 30 seconds. After the stirring, the nonwoven fabric was suf-

ficiently washed with distilled water and then dried at 100°C for 5 minutes.

The weight gain of the nonwoven fabric was found to be 2.3% by weight. Moreover, the nonwoven fabric thus

treated was examined by the X-ray diffraction analysis and it was proved that the nonwoven fabric showed the diffrac-

ts tion peaks ascribed to titanium dioxide Moreover, the fibrous surface of the nonwoven fabric was observed using a

scanning electron microscope (SEM) and as a result, it was confirmed that the titanium dioxide particles were not

adhered to the fibrous surface of the nonwoven fabric and simply caught in spaces between fibers.

When the titanium dioxide-carrying nonwoven fabric was stirred in de-ionized water for one hour, there were

observed white fine particles in the de-ionized water. As a result of analysis, the white fine particles were proved to be

30 titanium dioxide. In other words, titanium dioxide could not adhered to the substrate surface even if the method of the

present invention was applied.

Example 6

35 To one liter of de-ionized water, there was added 5 g of zinc oxide powder (primary particle size of about 0.2|im)

produced according to the dry method, followed by sufficient stirring to give a suspension. An aqueous sulfuric acid

solution or an aqueous sodium hydroxide solution was added to the suspension to give suspensions each having a pH
value listed in the following Table 4. A polypropylene nonwoven fabric (prepared by the spunbonding method; basis

weight: 20 g/m2
; fiber diameter: about 20 ^m; size: 10cm x 10cm) was immersed in each suspension maintained at

40 room temperature, followed by stirring for 30 seconds. After completion of the stirring, the nonwoven fabrics were suffi-

ciently washed with distilled water and then dried at 100 °C for 5 minutes. The relation between the pH value of the sus-

pension and the weight gain of each nonwoven fabric was determined. The results obtained are summarized in the

following Table 4:

45

Table 4

pH of Suspension Rate of Weight Gain of

Nonwoven Fabric

6.2 1.2% by weight

7.6 3.5% by weight

8.5 3.8% by weight

9.5 2 7% by weight

10.7 2.2% by weight

12.2 2.0% by weight
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As seen from the data listed in Table 4, zinc oxide fine particles are particularly favorably adhered to a nonwoven

fabric at a pH ranging from about 7 to 9, i.e., neutral to weak alkaline pH region.

5 Example 7

A nonwoven fabric consisting essentially of polypropylene fibers was treated with a surfactant to thus make the sur-

face hydrophilic. This surfactant-treated nonwoven fabric was immersed in aqueous zinc sulfate solution (2N) main-

tained at 90°C, followed by spraying the nonwoven fabric with an aqueous sodium hydroxide solution (2N) maintained

io at 90°C immediately after removing it from the zinc sulfate solution, immersing it in an aqueous sodium sulfate solution

(0.5N) immediately after the spraying, boiling at 100 °C for 20 minutes, then washing the nonwoven fabric with water

and drying the fabric.

The nonwoven fabric thus treated was examined by the X-ray diffraction analysis and there were observed diffrac-

tion peaks to be ascribed to zinc oxide. In addition it was also observed by an electron microscope and it was confirmed

75 that zinc oxide fine particles having a particle size of not more than 100 nm were approximately uniformly adhered to

the fiber surface of the nonwoven fabric. The touch of the nonwoven fabric after the zinc oxide treatment was almost

identical to that of the nonwoven fabric prior to the treatment and there was not observed any dropping or scattering of

zinc oxide particles even when two such nonwoven fabrics were manually rubbed together.

Moreover, the zinc oxide-adhered nonwoven fabric (10cmx 10cm) thus prepared was introduced into a sealabJe

20 glass container (inner volume: 9.2 I), acetaldehyde gas was injected into the container to a concentration of 50 ppm and

then the container was sealed. A black light (10W x 5 lamps) was switched on and the contents of the container was

irradiated with the light rays from the black light through the wall of the container. After the irradiation for 300 minutes,

the acetaldehyde gas concentration in the glass container was determined and found to be not more than the detection

limit (1 ppm) This clearly indicates that the zinc oxide-adhered nonwoven fabric exhibits a photocatalytic effect

25

Example 8

A cotton cloth was immersed in an aqueous zinc chloride solution (2N) maintained at 70°C and then withdrawn

from the solution, followed by immersing the cotton cloth in an aqueous sodium hydroxide solution (2N) maintained at

so 80 °C and then boiling it therein at 80°C for 10 minutes. The pH value of the solution was 1 1 at this stage and a large

amount of zinc oxide was deposited on and adhered to the cotton cloth. Thereafter the cotton cloth was washed with

water and dried.

The zinc oxide-adhered cotton cloth thus obtained was placed in a laboratory dish and 150 ul each of a culture

medium of Escherichia coli (including about 2 x 104
E. coli cells) was dropwise added to these laboratory dishes. The

35 culture medium was recovered from the cotton cloths by washing them immediately after the dropwise addition and

after 1, 2 and 3 hours from the dropwise addition, followed by cultivation thereof on a standard agar medium for 24

hours and counting the number of colonies. Separately, the same test was carried out using a cotton cloth free of zinc

oxide by way of comparison. The results thus obtained are summarized in the following Table 5. The data listed in Table

5 are reduced values.

40

Table 5

Contact Time with Bacte-

rial Culture Medium
Number of Colonies After Cultivation

Carrying Zinc Oxide

Adhered

Free of Adhered Zinc

Oxide

0 hour 2.1* 104 2.1a. 104

1 hour 5.6- 103 1.9* 104

2 hours 4.5, 10 2 1.9* 104

3 hours 5.2> 10 1 2.0 < 104

55

The zinc oxide-adhered cotton cloth thus prepared was washed at 40°C according to the washing method as

defined in JIS L0217 (1995) No. 103. The cotton cloth after the washing was observed by an electron microscope and

it was confirmed that zinc oxide was adhered to the cotton cloth after washing like the cloth prior to washing

When the cotton cloth was used as a filter, it was found to be an antibacterial filter of cotton woven labric showing

11
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an effect almost identical to the foregoing data and thus E coli cells adhered to the filter could be killed.

Example 9

5 A zinc oxide-adhered filter was produced by treating a dust collecting and deodorizing filter for room air conditioner

(a nonwoven fabric of synthetic fibers)(RB-A402D; available from Toshiba Corporation) in the same manner used in

Example 7 to thus adhere zinc oxide to the filter. The zinc oxide-adhered filter and a filter free of zinc oxide each was
fitted to a room air conditioner (RAS-251 LT; available from Toshiba Corporation) and the air conditioners were used in

a standard home in the usual manner over 6 months.

io After 6 months, any deposit on the front and rear faces of each filter were transferred to food stamps (standard agar

medium available from Nissui Pharmaceutical Co., Ltd.) and cultivated in an incubator in order to inspect the filters for

the standard plate count. As a result, there were observed colonies of bacteria on all of the 6 positions on the front and
rear faces of the untreated filter, while bacterial colonies were observed only on one position out of 6 positions on the

front and rear faces of the zinc oxide-adhered filter. This clearly indicates that the zinc oxide-adhered filter shows an
is antibacterial action.

Example 10

A polypropylene film (thickness: 500 ^m) was treated with a surfactant to thus make the surface thereof hydrophilic.

20 The film thus treated was immersed in an aqueous zinc sulfate solution (2N) maintained at 90 °C, followed by withdraw-

ing from the solution, immersing it in an aqueous sodium hydroxide solution (2N) and adjusting the pH thereof to 1 1 by

the addition of sulfuric acid. Thereafter the solution including the film was boiled at 100°C for 15 minutes. A large

amount of zinc oxide particles were deposited on and adhered to the film, followed by sufficient washing with water and
drying at 70 °C

25 It was confirmed that zinc oxide fine particles having a particle size of not more than 100 nm were firmly and
approximately uniformly adhered to the film surface The film was examined by a visible-ultraviolet spectrophotometer

and it was found that the zinc oxide-adhered film showed a UV absorbing effect, i.e., a transmittance to UV light of 200
nm of 9% while the transmittance of the film free of zinc oxide to UV light of 200 nm was found to be 92%.

30 Example 1

1

A filter of glass fibers was treated with a surfactant to thus make the surface thereof hydrophilic. This surfactant-

treated filter was immersed in aqueous zinc sulfate solution (1N) maintained at 90 °C, followed by spraying the filter with

an aqueous sodium hydroxide solution (1N) maintained at 90 °C immediately after removing it from the zinc sulfate

35 solution, immersing it in an aqueous sodium sulfate solution (0.5N) immediately after the spraying, boiling at 1 00 °C for

10 minutes, then washing the filter with water and drying it.

The filter thus treated was examined by the X-ray diffraction analysis and there were observed diffraction peaks to

be ascribed to zinc oxide. In addition it was also observed by an electron microscope and it was confirmed that zinc

oxide fine particles having a particle size of not more than 100 nm were approximately uniformly adhered to the glass

40 fiber surface of the filter. The zinc oxide-adhered filter is suitable for use as an air-cleaning filter.

Example 12

A sheet of Japanese paper was immersed in aqueous zinc sulfate solution (1 N) maintained at 70 °C, followed by
45 spraying the paper with an aqueous sodium hydroxide solution (2N) maintained at 60°C immediately after removing it

from the zinc sulfate solution, immersing it in an aqueous sodium sulfate solution (0.5N) immediately after the spraying,

boiling at 60°C for 5 minutes, then washing the paper with water and drying it.

The paper thus treated was observed by an electron microscope and it was confirmed that zinc oxide fine particles

having a particle size of not more than 1 00 nm were approximately uniformly adhered to the pulp surface of the paper.

so The touch of the zinc oxide-adhered Japanese paper was almost identical to that observed for the paper prior to the

treatment.

Example 13

55 A nonwoven filter of glass fibers was immersed in aqueous ztnc chloride solution (2N) maintained at 90°C, followed

by spraying the nonwoven filter with an aqueous sodium hydroxide solution (2N) maintained at 90°C immediately after

removing it from the zinc chloride solution, then immersing it in an aqueous sodium chloride solution (0.5N), boiling at

100 °C for 20 minutes, then washing the nonwoven filter with water and drying it.

The filter thus treated was examined by the X-ray diffraction analysis and there were observed diffraction peaks to

12
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be ascribed to zinc oxide. In addition it was also observed by an electron microscope and it was confirmed that zinc

oxide fine particles having a particle size of not more than 100 nm were approximately uniformly adhered to the glass

fiber surface of the filter.

The zinc oxide-adhered filter was used as an air cleaning filter in combination with a ventilation fan and operated

5 over one month. After one month, the filter was washed with sterilized distilled water, followed by smearing the washing

water onto a standard agar culture medium and cultivation thereof at 37°C for one day However, any bacterial colony

was not detected. In other words, it was confirmed that any bacterium was not proliferated on the zinc oxide-adhered

filter.

io Example 14

A nonwoven fabric of polypropylene fibers was treated with a surfactant to thus make the surface thereof

hydrophilic. The nonwoven fabric thus treated was immersed in an aqueous zinc sulfate solution (2N) maintained at 60

°C, followed by immersing it in an aqueous sodium hydroxide solution (2N) immediately after withdrawing it from the

15 solution Thereafter the solution including the nonwoven fabric was boiled at 60°C for 20 minutes, followed by washing

the nonwoven fabric with water and drying.

The nonwoven fabric thus treated was examined by the X-ray diffraction analysis and there were observed diffrac-

tion peaks to be ascribed to zinc oxide. In addition, it was also observed by an electron microscope and it was confirmed

that zinc oxide fine particles having a particle size of not more than 100 nm were approximately uniformly adhered to

20 the surface of the nonwoven fabric. The touch of the zinc oxide-adhered nonwoven fabric was almost identical to that

of the nonwoven fabric prior to the treatment and there was not observed any dropping or scattering of zinc oxide par-

ticles even when two such nonwoven fabrics were manually rubbed together.

The nonwoven fabric (10cm x 10cm) was placed in a sealable glass container (9.2 I volume) and methyl mercaptan

was injected into the container at a concentration of 40 ppm and the container was sealed After 20 minutes, the con-

25 centration was reduced to not more than 1 ppm This clearly indicates that the nonwoven fabric treated with zinc oxide

shows a deodorizing activity.

The zinc oxide-adhered nonwoven fabric was used as a liner for paper diapers and it showed a practically accept-

able sufficient deodorizing effect.

30 Example 15

To the zinc oxide-adhered nonwoven fabric prepared in Example 14, there was dropwise added 150ul of a culture

medium of Escherichia coli (including about 2x 104 E. coli cells). The culture medium was recovered from the surface

of the zinc oxide-adhered nonwoven fabric immediately after the dropwise addition and after 1 , 2 and 3 hours from the

35 dropwise addition, followed by cultivation thereof on a standard agar medium for 24 hours and counting the number of

colonies formed. Separately, the same test was carried out using a nonwoven fabric free of zinc oxide by way of com-

parison. The results thus obtained are summarized in the following Table 6. The data listed in Table 6 are reduced val-

ues.

40

Table 6

Contact Time with Bacte-

rial Culture Medium
Number of Colonies After Cultivation

Carrying Zinc Oxide

Adhered

Free of Adhered Zinc

Oxide

0 hour 2.3x 10
4 2.3- 104

1 hour 4.8< 103 2.0< 104

2 hours 2.2< 102 2.1* 104

3 hours 1.9* 10 1
1.9.< 10 4

55 Moreover, the zinc oxide-adhered nonwoven fabric thus prepared was washed at 40 °C according to the washing

method as defined in JIS L0217 (1995) No. 103. The cloth after the washing was observed by an electron microscope

and it was confirmed that zinc oxide was adhered to the cloth even after washing.

When the zinc oxide-adhered nonwoven fabric was applied to sanitary goods such as paper diapers, disposable

towels and table napkins, they showed sufficient antibacterial activities and the nonwoven fabric could effectively control

13
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the proliferation of bacteria on the used sanitary goods

Example 16

5 A nonwoven fabric of polypropylene fibers was treated with a surfactant to thus make the surface thereof

hydrophilic. The nonwoven fabric thus treated was immersed in an aqueous zinc sulfate solution (2N) maintained at 60

°C, followed by pouring the aqueous zinc sulfate solution in which the nonwoven fabric was immersed in an equal vol-

ume of an aqueous sodium hydroxide solution (2N), maintaining the mixture at 60°C for 20 minutes, washing the non-

woven fabric with water and drying the same.
io The nonwoven fabric thus treated was examined by the X-ray diffraction analysis and there were observed diffrac-

tion peaks to be ascribed to zinc oxide. In addition, it was also observed by an electron microscope and it was confirmed

that zinc oxide fine particles having a particle size of not more than 100 nm were approximately uniformly adhered to

the surface of the nonwoven fabric. The touch oi the zinc oxide-adhered nonwoven fabric was almost identical to that

of the nonwoven fabric prior to the treatment and there was not observed any dropping or scattering of zinc oxide par-

15 tides even when two such nonwoven fabrics were manually rubbed together.

To the zinc oxide-adhered nonwoven fabric, there was dropwise added 150 yi\ of a culture medium of Methicillin-

resistant Staphylococcus aureus (MRSA) (including about 2* 104 MRSA cells). The culture medium was recovered

from the surface of the zinc oxide-adhered nonwoven fabric immediately after the dropwise addition and after 1 , 2 and
3 hours from the dropwise addition, followed by cultivation thereof on a standard agar medium for 24 hours and counting

20 the number of colonies formed. Separately, the same test was carried out using a nonwoven fabric free of zinc oxide by

way of comparison. The results thus obtained are summarized in the following Table 7. The data listed in Table 7 are

reduced values.

Table 7

Contact Time with Bacte-

rial Culture Medium
Number of Colonies After Cultivation

Carrying Zinc Oxide

Adhered

Free of Adhered Zinc

Oxide

0 hour 2.0- 10
4

2 0- 104

1 hour 1.3- 103 16- 104

2 hours 3.6- 102 88- 103

3 hours 7.2, 10 1 1.1> 104

Moreover, the zinc oxide-adhered nonwoven fabric thus prepared was washed at 40 °C according to the washing

40 method as defined in JIS L0217 (1995) No. 103. The nonwoven fabric after the washing was observed by an electron

microscope and it was confirmed that zinc oxide was adhered to the nonwoven fabric even after washing.

An antifungal activity test was carried out using the zinc oxide-adhered nonwoven fabric according to the method
specified in JIS-Z291 1 . Moreover, the same test was also carried out using the same nonwoven fabric free of zinc oxide

by way of comparison. After 28 days, the growth conditions of mold hyphae were observed. As a result, there was
45 observed the growth of mold hyphae on almost the whole surface of the nonwoven fabric free of zinc oxide (antifungal

index "V), but the growth of the mold hypha was not observed at all on the zinc oxide-adhered nonwoven fabric (anti-

fungal index "3").

The foregoing results indicate that the zinc oxide-adhered nonwoven fabric has satisfactory antibacterial and anti-

fungal activities. Thus the nonwoven fabric can accordingly be used as an antibacterial sheet, an antifungal sheet and
so has an effect of controlling the proliferation of ticks which utilize mold as nutrients.

When the zinc oxide-adhered nonwoven fabric was put between a carpet and tatami mat as an underlay, the non-

woven fabric showed sufficient antibacterial and antifungal activities and could accordingly control the proliferation of

bacteria and/or development of mold on the used underlay

55 Example 17

Nonwoven fabrics (10cmx 10cm) consisting essentially of polypropylene fibers each was treated with a surfactant

to thus convert the surface thereof into hydrophilic one. Each surfactant-treated nonwoven fabric was immersed in an
aqueous zinc sulfate solution (2N) maintained at a temperature specified in the following Table 8, followed by immersing

14
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it in an aqueous sodium hydroxide solution maintained at the same temperature for 30 minutes immediately after

removing it from the zinc sulfate solution. At this stage, the pH value of the sodium hydroxide solution after the immer-

sion of the fabric was adjusted to the level specified in Table 8. Thereafter each nonwoven fabric was sufficiently

washed with water and dried at the same temperature (provided that the nonwoven fabric was air-dried when the reac-

5 tion temperature was less than 50°C).

Each nonwoven fabric thus treated was examined by the X-ray diffraction analysis to thus determine the chemical

species of the particles adhered and the rate of weight gain of each nonwoven fabric was also determined. The results

thus obtained are summarized in the following Table 8 along with the temperature and pH values at which the results

were determined.

w

Table 8

Temp. °C pH Value

15
5 5 8 1 10 4 142

92 chemical species X O O O
rate of weight gain 2-8% 3.9% 4.3%

75 chemical species X O O O
20

rate of weight gain 2.5% 3.1% 3.9%

50 chemical species X o O O
rate of weight gain 1 .6% 3.3% 3.1%

25 24 chemical species X O O O
rate of weight gain 1.9% 2.3% 2.0%

8 chemical species

rate of weight gain

X O + x

3.4%

O + x

3.9%

In the above table 8, O represents zinc oxide (ZnO), X represents basic zinc sulfate (62n(OH)2 • ZnS04 • 4H20)

and & represents zinc hydroxide (Zn(OH)2 ). The mixtures obtained under the condition of 8°C and pH 8.1 or pH 10.4

35 contained minor amount of zinc oxide and major amount of basic zinc sulfate in molar ratio judging from X-

ray diffraction analysis. Therefore, the amount of zinc oxide in the mixture was less than 9% by weight

(molecular weight of zinc oxide)/[(molecular weight of basic zinc sulfate)+(molecular weight of zinc oxide)]

As seen from the data listed in Table 8, zinc oxide fine particles are firmly bonded to the surface of a substrate with-

out using any binder when reacting at a temperature of not less than room temperature and under alkaline conditions.

40 The amount of zinc oxide particles adhered to the substrate surface has a tendency to increase as the reaction temper-

ature is raised In addition, there was not observed any release of the deposit in any case.

Claims

45 1. A zinc oxide fine particle-adhered composite material showing antibacterial, deodorizing, UV absorbing, photocat-

alytic, stain-proofing and purifying activities, which consists essentially of a substrate and zinc oxide fine particles

adhered thereto, wherein the zinc oxide fine particles deposited, from an aqueous medium, on the surface of the

substrate are firmly adhered to the surface without using any binder and the zinc oxide fine particles are substan-

tially exposed on the surface of the substrate.

so

2. The zinc oxide fine particle-adhered composite material as set forth in claim 1 wherein the zinc oxide fine particles

are those deposited on the surface of the substrate from an aqueous suspension of zinc oxide fine particles, and

having an average particle size of not more than 0.5 |im.

55 3. The zinc oxide fine particle-adhered composite material of claim 1 wherein the zinc oxide fine particles are those

deposited on the surface of the substrate by coming the substrate carrying a zinc ion-containing acidic solution

attached thereto in contact with an aqueous alkaline solution to thus cause a reaction therebetween under alkaline

conditions and having an average particle size of not more than 0 1 urn.
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4. The zinc oxide fine particle-adhered composite material according to any one of claims 1 to 3 wherein the substrate

is a fiber, a fibrous product or a paper product.

5. The zinc oxide fine particle-adhered composite material of claim 4 wherein the substrate is a thermoplastic fiber or

5 a thermoplastic fiber product.

6. The zinc oxide fine particle-adhered composite material of claim 4 wherein the substrate is woven or nonwoven fab-

ric.

io 7. The zinc oxide fine particle-adhered composite material according to any one of claims 1 to 6 wherein it is an anti-

bacterial filter having gas permeability and water permeability.

8. The zinc oxide fine particle-adhered composite material according to any one of claims 1 to 6 wherein it is an anti-

bacterial, deodorizing sanitary good.

15

9. The zinc oxide fine particle-adhered composite material according to any one of claims 1 to 6 wherein it is an anti-

bacterial, antifungal fibrous sheet.

10. A method for preparing a zinc oxide fine particle-adhered composite material which shows antibacterial, deodoriz-

20 ing, UV absorbing, photocatalytic, stain -proofing and purifying activities, which consists essentially of a substrate

and zinc oxide fine particles adhered thereto, in which the zinc oxide fine particles having an average particle size

of not more than 0.5 are firmly adhered to the surface without using any binder and the zinc oxide fine particles

are substantially exposed on the surface of the substrate, wherein the method comprises the step of coming an

aqueous suspension of zinc oxide fine particle in contact with the substrate to thus deposit the zinc oxide fine par-

25 tides on the surface of the substrate.

11. The method as set forth in claim 10 wherein the concentration of the zinc oxide fine particles in the aqueous sus-

pension is not more than 1% by weight.

30 12. The method as set forth in claim 10 or 1 1 wherein the substrate is pre-treated with a surfactant, an acid, an alkali,

an alcohol, ozone, ultraviolet rays or radiant rays, prior to use.

1 3. The method as set forth in any one of claims 1 0 to 1 2 wherein the substrate is brought into contact with the aqueous

suspension of zinc oxide fine particles by immersing the substrate in the aqueous suspension, spraying the sub-

35 strate with the aqueous suspension or coating the substrate with the aqueous suspension.

14. The method as set forth in any one of claims 10 to 13 wherein the substrate is a fiber, a fibrous product or a paper

product.

40 15. A method for preparing a zinc oxide fine particle-adhered composite material which shows antibacterial, deodoriz-

ing, UV absorbing, photocatalytic, stain-proofing and purifying activities, which consists essentially of a substrate

and zinc oxide fine particles adhered thereto, in which the zinc oxide fine particles having an average particle size

of not more than 0.1 ^im are firmly adhered to the surface without using any binder and the zinc oxide fine particles

are substantially exposed on the surface, wherein the method comprises the step of coming the substrate carrying

45 a zinc ion-containing acidic solution attached thereto in contact with an aqueous alkaline solution to thus cause a

reaction therebetween under alkaline conditions.

16. The method of claim 15 wherein the substrate carrying the zinc ion-containing acidic solution attached thereto is

brought into contact with the aqueous alkaline solution at a temperature of not less than 50°C to thus cause the

so reaction under alkaline conditions.

17. The method as set forth in claim 15 or 16 wherein the substrate is a fiber, a fibrous product or a paper product.

18. A method for preparing a zinc oxide fine particle-adhered composite material which shows antibacterial, deodoriz-

55 ing, UV absorbing, photocatalytic, stain-proofing and purifying activities, which consists essentially of a substrate

and zinc oxide fine particles adhered thereto, in which the zinc oxide fine particles having an average particle size

of not more than 0. 1 pm are firmly adhered to the surface without using any binder and the zinc oxide fine particles

are substantially exposed on the surface, wherein the method comprises the steps of coming the substrate carrying

a zinc ion-containing acidic solution attached thereto in contact with an aqueous alkaline solution to thus cause a
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reaction therebetween under alkaline conditions and, immediately thereafter, ripening in a solution which hardly

solubilizes zinc oxide for a time of not less than 5 minutes.

19. The method of claim 18 wherein the substrate carrying the zinc ion-containing acidic solution attached thereto is

5 brought into contact with the aqueous alkaline solution at a temperature of not less than 50°C to thus cause the

reaction under alkaline conditions and, immediately thereafter, ripening in the solution which hardly solubilizes zinc

oxide at a temperature of not less than 50°C for a time of not less than 5 minutes

20. The method as set forth in claim 18 or 19 wherein the substrate is a fiber, a fibrous product or a paper product.
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